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Experimental procedures
General procedure for the synthesis of 3-indolyl hydroquinones: A 15 mL tube equipped with a stirring bar was charged with CuCN (0.2 equiv), o-alkynyl anilines 1a (0.2 mmol) and p-benzoquinone 2a (1 equiv), then DMF (2.0 mL) were added via a syringe and the resulting mixture was heated for 12 h at 100 o C with stirring. After the reaction was complete (as determined by TLC analysis), the reaction was cooled to room temperature and EtOAc (20 mL) was added to the solution and washed with brine, dried over Na 2 SO 4 , concentrated under reduced pressure. The crude product was purified by column chromatography on silica gel (petroleum ether/EtOAc = 4:1) to afford the targeted product 3aa'.
Product Characterization 3aa'
2-(2-phenyl-1H-indol-3-yl)benzene-1,4-diol (3aa'):
Yield 55% (33.1 mg), white solid, m.p. [168] [169] [170] (hexanes/EtOAc = 4:1); 1 H NMR (400 MHz, CDCl 3 ): δ 8. 46 (bs, 1H), 4H), 3H), 1H), 6.92 (d, J = 8.8 Hz, 1H) 149. 08, 147.9, 136.1, 135.2, 131.6, 129.0, 128.8, 128.3, 127.0, 123.4, 121.3, 120.9, 119.7, 117.9, 116.2, 116.1, 116.0, 111.1, 107.1 ppm; IR (KBr, cm -1 ): 3482, 3312, 3052, 1456 , 1246 , 1120 HRMS (ESI) General procedure for the synthesis of 3-indolyl quinones:
A 15 mL tube equipped with a stirring bar was charged with CuCN (0.2 equiv), o-alkynyl anilines 1a-g (0.2 mmol) and p-benzoquinone 2a-f (2 equiv), then DMF (2.0 mL) were added via a syringe and the resulting mixture was heated for 12 h at 100 o C with stirring. After the reaction was complete (as determined by TLC analysis), the reaction was cooled to room temperature and EtOAc (20 mL) was added to the solution and washed with brine, dried over Na 2 SO 4 , concentrated under reduced pressure. The crude product was purified by column chromatography on silica gel (petroleum ether/EtOAc = 4:1) to afford the targeted product 3aa-3ia or 3ab-3ag.
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Product Characterization of 3aa-3ia or 3ab-3ag 187.7, 186.6, 143.0, 139.5, 137.5, 137.1, 136.8, 133.5, 132.8, 129.2, 128.6, 128.5, 128.1, 122.9, 120.9, 119.4, 112.2, 105.7 ppm; IR (KBr, cm -1 ): 3352, 3102, 1690 , 1602 , 1469 , 1365 , 1276 , 1030 HRMS (ESI) 187.7, 186.7, 141.8, 140.5, 139.8, 136.9, 136.3, 135.4, 132.6, 128.7, 128.5, 127.2, 126.6, 122.4, 120.9, 119.0, 110.8, 106.7, 35.8, 29.6 
2-(2-cyclohexyl-1H-indol-3-yl) cyclohexa-2,5-diene-1,4-dione (3ca):
Yield 81% ( 9, 186.8, 145.6, 142.6, 137.1, 136.4, 135.2, 132.8, 127.3, 122.3, 120.8, 119.1, 110.8, 105.1, 77.3, 77.2, 77.0, 76.7, 36.7, 33.4, 26.4, 25.9 
2-(2-(hydroxymethyl)-1H-indol-3-yl) cyclohexa-2,5-diene-1,4-dione (3da):
Yield 52% (30.7 mg), Purple liquid, R f = 0.12 (hexanes/EtOAc = 4:6); 1 H 187.9, 186.9, 142.5, 141.0, 137.0, 136.5, 135.5, 132.4, 127.4, 122.4, 120.9, 119.1, 110.9, 106.3, 62.2, 31.5, 27.0, 26.9 140.0, 138.9, 137.0, 136.7, 136.3, 133.5, 131.2, 128.9, 128.3, 128.1, 127.7, 127.6, 127.0, 123.4, 121.5, 119.2, 111.5, 106.4 186.8, 142.1, 139.0, 137.5, 137.0, 136.5, 135.6, 132.7, 129.1, 129.0, 127.4, 127.2, 122.6, 121. 
2-(2-(3,4-dimethoxyphenyl)-6-nitro-1H-indol-3-yl)cyclohexa-2,5-diene-1,4-dione (3ia):
Yield 185.8, 150.0, 149.4, 142.7, 141.9, 141.8, 138.9, 137.0, 136.7, 134.6, 127.6, 123.6, 121.1, 118.5, 116.2, 111.6, 111.4, 110.9, 117.2, 56.0, 55.9 5, 186.4, 147.1, 144.1, 139.7, 136.2, 132.8, 132.3, 132.1, 129.9, 129.4, 129.0, 128.5, 128.4, 128.1, 127.8, 123.3, 121.5, 119.3, 111.7, 107 
6-(2-phenethyl-1H-indol-3-yl)-[1,1'-biphenyl]-2,5-dione (3bb):
Yield 83% ( 8, 186.3, 146.5, 142.3, 139.9, 135.5, 133.6, 132.6, 132.6, 132.2, 129.9, 129.4, 129.3, 128.7, 128.6, 128.5, 127.3, 126.6, 122.4, 120.9, 119.1, 110.9, 107.3, 30.9, 29.7 186.5, 146.7, 147.6, 143.4, 135.3, 133.6, 132.7, 132.4, 129.9, 129.4, 129.3, 128.6, 127.4, 122.3, 120.9, 119.3, 110.9, 108.7, 37.0, 33.4, 26.5, 26.0 ppm; IR (KBr, cm -1 ): 3310, 3046, 2956 , 2834 , 1616 , 1587 , 1432 , 1246 HRMS (ESI) 58-7.55 (m, 2H), 7.42-7.38 (m, 4H), 7.38-7.36 (m, 2H), 7.35-7.33 (m, 5H), 7.25-7.24 (m, 1H), 7.23-7.21 (m, 1H), 7.22-7.20 (m, 1H) 187.7, 186.7, 186.3, 146.4, 145.8, 143.1, 142.8, 139.2, 139.0, 136.2, 136.1, 133.8, 133.6, 133.4, 133.3, 132.5, 129.2, 129.0, 128.6, 128.5, 128.2, 128.1, 128.0, 128.0, 127.9, 127.8, 127.6, 123.2, 121.3, 119.4, 111.4, 106.8, 106.3, 16.4, 15.7 ppm; IR (KBr, cm -1 ): 3246, 3031, 2984 , 28245, 1656 , 1599 , 1426 , 1043 HRMS (ESI) ppm; 13 C NMR (100 MHz, CDCl 3 ): 187.6, 186.1, 182.1, 180.7, 158.8, 143.7, 140.9, 139.8, 138.9, 136.3, 136.1, 134.2, 132.5, 132.4, 131.2, 129.0, 128.9, 128.9, 128.5, 128.4, 128.1, 128.1, 128.0, 127.9, 127.0, 123.2, 123.1, 121.4, 121.2, 119.4, 119.3, 111.6, 111.5, 108.2, 107.3, 106.4, 105.6, 60.4, 56 184.2, 144.9, 136.1, 136.09, 133.6, 133.5, 133.5, 132.3, 129.0, 128.5, 128.4, 128.2, 128.0, 127.0, 125.9, 123.3, 121.1, 119.7, 111.3, 107 .0 ppm; IR S13 (KBr, cm -1 ): 3224, 3071, 2958, 2923, 1666, 1623, 1594, 1460, 1439, 1380, 1266, 1108, 1017, 867 7, 175.8, 143.8, 138.8, 137.7, 137.4, 136.6, 135.9, 132.1, 129.2, 128.8, 127.3, 126.7, 123.1, 121.0, 120.3, 111.7, 106.9 
